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AMINO PHENOXY COMPOUNDS AND PROCESS 
FOR THEIR PREPARATION 

FIELD OF THE INVENTION 

The present invention relates to novel amino com 
pounds and to a process for the‘ preparation of such 
compounds. 

SUMMARY OF THE INVENTION 

The compounds according to the invention have the 

wherein: 

formula: 

R1 R2 

0-Y,l NHz 

n=0 or 1; 
R1 and R2 are C1 to C3 alkyl groups, or R2 may be H 

when n=0; and Y is selected from the group: 

(I) 

Z=SO2, S, C:O, CH2 or C(CH3)2. 
and R1 and R2 are each 3-methyl Compounds in which 
Z= C(CH3)2 when Y: 

are known in the art and are not claimed herein. Illustra~ 
tive, but non-limitative, examples of compounds of for 
mula I include: 
4,4’-bis (4"-amino-2”-methylphenoxy) diphenylmethane 
4,4'-bis ( “-amino-3”-methylphenoxy) diphenylmethane 
4,4'-bis (4"-amino-2”-methylphenoxy) diphenyl sul?de 
4,4'-bis (4"-amino-3”-methylphenoxy) diphenyl sul?de 
2,2-bis [4’-(4“-amino-2"-methylphenoxy)phenyl]pro 
pane 

4,4'-bis (4“-ar‘nino-2”-methylphenoxy) benzophenone 
4,4’-bis (4“-an1in0-3”-methylphenoxy) benzophenone 
4,4’-diamino-3-methyl-diphenyl ether 
4,4’-diamino-2-isopropyldiphenyl ether 
1,4-bis (4’-amino-3’-methylphenoxy) benzene 
1,4-bis (4'-amino-2’-methylphenoxy) benzene 
4.4’-bis (4"-amino-2”-methylphenoxy) biphenyl 
4,4'-bis (4“-amino-3”-methylphenoxy) biphenyl 
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4.4'-bis ( “-amino-2”-methylphenoxy) diphenyl ether 
4,4’-bis (4"-amino~3”-methylphenoxy) diphenyl ether 
4,4’-bis (4"-amino-2”-methylphenoxy) diphenylsulfone 
4,4'-bis ( "-amino-3”-methylphenoxy) diphenylsulfone 
The method of preparation that leads to compounds of 
formula I involves reacting a compound of the formula: 

R1 R2 

BI‘G Br 
wherein R1, R1, Y and n have the meanings de?ned 
above with respect to the compounds of formula I, with 
ammonia in aqueous solution at an elevated tempera 
ture, in the presence of a copper catalyst. 
The preparation of formula I compounds will be 

illustrated with particular reference to the preparation 
of 4,4’-diamino-3-methyldiphenylether, as the represen 
tative compound. Preparation of further compounds of 
formula I will be carried out in an analogous manner, as 
will be further shown hereinafter. 

4,4’-Diamino-3-methyl-diphenylether (DAMDPE) is 
a novel compound, used in the following discussion to 
represent the compounds of formula I. It is useful, 
among other things, as a precursor for polymers and for 
the preparation of further 4,4’-disubstituted-methyl 
diphenylethers. These compounds, some of which are 
also novel and which are described in copending patent 
applications of the same applicant, include, e.g., 4,4’ 
diamino-3-methyl-diphenylether-bis-maleimide 
(DAMDPE-BMI), which is a valuable monomer in the 
preparation of polymers. 

4,4’-Disubstituted phenyl ethers of this type are in 
dustrially useful monomers for application in the avia 
tion, electrical, electronics and aerospace industries. 
Because of the many applications, a wide range of prop 
erties are sought by structural changes in the mono 
mers. Thus, altering these monomers by substituents in 
the aromatic ring, and/or the substitution of one radical 
which serves to bind two of the aromatic rings by an 
other, affects the softening point, ?exibility, heat resis 
tance, etc., of the resins produced therefrom. The im 
proved properties they provide can bene?t a wider 
range of applications which seek better performance 
from lighter-weight materials. The family of com 
pounds described herein serve to provide this range of 
variability in the polymer properties. 
DAMDPE has the formula: 

(II) 

CH 

60 This compound can be prepared by reacting 4,4’ 

65 

dibromo-3-methyldiphenylether (DBMDPE) with am 
monia in aqueous solution and in the presence of a cop 
per catalyst at elevated temperatures. DBMDPE is in 
itself a novel compound which is described and claimed 
in a copending patent application of the same applicant. 
As said, the reaction which leads to the formation of 

DAMDPE is an amination reaction of DBMDPE. This 
reaction is preferably carried out in excess ammonia. 
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Typically, excesses of ammonia of about 10-15 moles 
NH3 for each mole of DBMDPE are preferred. Con 
centrations of about 25% NH3 are suitable, to obtain 
high time-space yields. To increase the productivity, 
one may use gaseous NH3 and thereby raise the total 
amount of the reagents in the reactor. 
The reaction can be carried out in a relatively wide 

range of temperatures, the range of l50°~300° C. being 
preferred. While different temperatures can be chosen, 
it will be apparent to the skilled chemist that higher 
reaction temperatures will result in shorter reaction 
times, but also in higher pressures, which requires ap 
propriate equipment. 
The copper catalyst is a compound of the formula: 

CunRm 

wherein R is ——OH, -—-O, a halogen or a residue of an 
organic or an inorganic acid, 11 is l or 2, and m is 0, 1 or 
2. 
Examples of such copper catalysts are CuO, CuCl, 

Cu(OAC)2, C1120, CUC11, C11B1‘2, CuSO4 and CuBr, etc. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIGS. 1(a) and 1(b) form the mass spectrum of 
DAMDPE; 
FIG. 2 is the 1H-NMR spectrum of DAMDPE; 
FIGS. 3(a) and 3(b) form the l3C-NMR spectrum of 

DAMDPE; 
FIG. 4 is the IR spectrum of DAMDPE; 
FIG. 5 is the mass spectrum of 4,4’-diamino-2-iso 

propyldiphenyl ether (DAIPE); 
FIGS. 6(a) and 6(b) form the 1H-NMR spectrum of 

DAIPE in CDZClZ; 
FIG. 7 is the mass spectrum of l,4-bis (4'-amino-3’ 

methylphenoxy) benzene; 
FIG. 8 is the 1H-NMR spectrum of l,4-bis (4'-amino 

3’-methylphenoxy) benzene in CD2Cl2; 
FIG. 9 is the mass spectrum of 1,4-bis (4'-amino-2’ 

methylphenoxy) benzene; and 
FIG. 10 is the mass spectrum of 4,4’-bis (4“-amino-2” 

methylphenoxy) biphenyl. 
The invention will now be illustrated with reference 

to the following examples which are not intended to 
constitute a limitation thereof. 

EXAMPLE 1 

A.) Preparation of DBMDPE 

The starting material, 4,4'-dibromo-3-methyldiphen 
ylether (DBMDPE) was prepared as follows. 
To a four-necked round-bottomed ?ask equipped 

with a stirrer, a condenser, a dropping funnel and a 
thermometer, containing a stirred solution of m-phenox 
ytoluene (m-PHT) (460 g, 2.5 moles) in one liter of 
dichloromethane, there were added 840 g (5.25 moles) 
of Bl'g. The top of the condenser was equipped with a 
trap to absorb HBr released during the reaction. Brg was 
added at a temperature between -5° and 0° C. and in 
complete darkness, during one hour, and after addition, 
the reaction mixture was stirred for an additional 1 hour 
at about 25° C. The progress of the reaction was deter 
mined by GC. Excess bromine and traces of HBr were 
neutralized with aqueous 10% NH3 (150 ml). Two pha 
ses formed in the reaction, which were separated, and 
the organic layer was washed with water (200 ml). 
After distillation of the solvent in the organic phase, 
crude DBMDPE (820 g) was obtained, containing 97% 
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4 
of the desired isomer (determined by GC) which repre 
sents a yield of 93%. 

After crystallization from methanol, a product of 
99% purity was obtained, containing 46.4% Br, and 
having a melting point of 44°—46° C. The crystallization 
from ethanol gave identical results. 
The product so obtained was characterized by GC 

under the conditions described below, which showed a 
main peak (99.6%) at a retention time of 7.05 min. The 
structure of the compound was con?rmed by Mass 
Spectra and NMR, as described in the copending Israeli 
Patent Application No. 93684 of the same applicant 
herein, the speci?cation of which is incorporated herein 
by reference. 

B) Preparation of DAMDPE 
Into a 1 liter 316 Stainless Steel autoclave, there were 

added DBMDPE (102.6 g, 0.3 mole), aqueous 25% 
NH; (500 ml, 6.5 moles) and Cu SO4-5H2O (100 g, 0.04 
mole). The autoclave was sealed and heated to 210° C. 
under rapid stirring (1000 rpm). The progress of the 
reaction and its completion were followed by means of 
a graph of the internal pressure of the autoclave versus 
time and, at the end of the reaction, by analysis of the 
Br-. After four hours, the autoclave was cooled to 
room temperature, the pressure was released, and the 
autoclave was opened. The reaction mixture was fil 
tered and washed with aqueous 25% NH3 (200 ml) and 
with water (500 ml). 
DAMDPE (58.2 g) was obtained in a purity of 

96-98% (determined by qualitative G.C.) and a yield of 
88%. After recrystallization from ethyl acetate in the 
presence of active charcoal, a product of 99% purity 
was obtained with a m.p. of l53°—l55° C. The same 
result was obtained when recrystallizing from acetoni 
trile or n-butanol. 
The following analysis was obtained: 

% H % N % C 

Calculated 6.59 13.07 72.83 
Found 6.60 13.10 72.74 

The analytical data was determined with instruments 
and conditions as follows: 

GC 

Gas-chromatograph - Varian 3400 

Oven: Initial temperature 100° C., held 1 min., then 
raised to 250° C. at 15°/min. 

Injector: 250° C. 
Detector: (transfer line): 300° C. 
Column: HP-l (100% methyl polysiloxane), 5 m ><0.53 
mm (megabore) 

Injection amounts: 1 pl 
Flow: 13 ml/min. 
Retention time: 8.1 min. 

GC/MS 

Gas-chromatograph HP 5890 A 

Oven: Initial temperature 100° C., held 1 min. then 
raised to 240° C. at l5°/min. 

Injector: 230° C. 
Detector (transfer line): 250° C. 
Column SUPELCO (fused silica, capillary column) 

30 m X025 mm. 
Split ratio: 1:50 
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Injection amounts: 1 pl 
Flow: 0.6 ml/min. 
Retention time: 19.1 min. 
Mass Spectrometer HP 5970 

Range: 40-550 a.m.n 
Scan: every 0.9 second. 

NMR sEctra Bruker WP 200 lV?-Iz 
lH-NMR 13c-NMR 

Solvent: DMSO - d5 DMSO - d6 

Scans: 50 10,000 
Reference: TMS TMS 

IR: FTIR Nicolct 5 MX 

Range: 400-4600 cm-1 
Scan: 10 (every 1.0 second.) 
Sample: 0.8 mg/ 80 mg KBr 
GC gave a major peak (99.6%) at 8.11 mins retention 
time under the above conditions. 
The following spectra are shown in the ?gures: 
Mass Spectra - FIGS. 1(a) and 1(b) 
lH - NMR - FIG. 2 

13C - NMR - FIGS. 3(a) and 3(b) 
IR - FIG. 4 

EXAMPLE 2 

The amination was carried out as in Example 1B, but 
at a temperature of 240° C. Full conversion was 
achieved after 1.5 hours. The results were similar to 
those obtained in Example 1B. 

EXAMPLE 3 

The amination was carried out as in Example 1B, but 
using CuBr as the catalyst and adding gaseous ammonia 
intermittently to maintain the pressure. The results ob 
tained were as in Example 1B. 

EXAMPLE 4 

The amination was carried out as in Example 1B, but 
using CuO as the catalyst. The results obtained were as 
in Example 1B. 

EXAMPLE 5 

The amination was carried out as in Example 2, but 
using A) CuCl and B) Cu(OAc)2 as the catalysts. The 
results obtained in both cases were as in Example 1B. 

EXAMPLE 6 

Preparation of 4.4’-Diamino-Z-isopropyldiphenyl Ether 
(DAIPE) 

Into a 1 liter Parr autoclave were introduced: 4,4’ 
dibromo-2-isopropyldiphenyl ether (76.1 g, 0.21 moles), 
aqueous 25% NH3 (450 ml, 5.96 moles) and CuSO4-5 
H2O (3.6 g). The mixture was stirred at 200° C. 
(760-670 psi) for three hours with rapid stirring (~1200 
rpm). The progress of the reaction and its completion 
were followed by a graph of the internal pressure of the 
reactor vs. time and‘at the end of the reaction by GC 
analysis and potentiometric titration of the aqueous 
phase for the determination of the bromide concentra 
tion. 

After the reaction completion, the product was ex 
tracted with CH2Cl2 (300 ml) and the two phases sepa 
rated. The organic phase was washed with 25% aque 
ous NH3 solution (2X 50 ml) and water (2 X 100 ml) and 
the solvents were evaporated to give 44.2 g of a black 
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oil. The aqueous phase was titrated to analyze the bro 
mide ion concentration. The titration showed full con 
version of the starting material. GCMS analysis of the 
crude product showed DAIPE in ca. 94% purity and 
88% yield (noncalibrated GC). The impurities were 
identi?ed as: isopropylphenol (1.97%), diaminodi 
phenyl ether (1.6%) and two monohydroxymonoamino 
isomers (1.45%, 1.11%). The mass spectrum and the 
NMR spectrum of DAIPE are shown in FIGS. 5, and 
6(0) and 6(b), respectively. 

EXAMPLE 7 

Preparation of 1.4-Bis (4 ’-amino-3 ’-methylphenoxy) 
benzene 

Into a 0.5 liter autoclave were placed 1,4-bis (4’ 
bromo-3'-methylphenoxy) benzene (16 g, 0.04 mole), 
aqueous 25% NH3 (320 ml) and CuSO4-5H2O (2.3 g). 
The autoclave was sealed and heated to 225° C. with 

rapid stirring (800 rpm). The progress of the reaction 
and its completion were followed by means of a graph 
of the internal pressure of the autoclave vs. time and, at 
the end of the reaction, by analysis of the Br—. After 10 
hours, the autoclave was cooled to room temperature, 
the pressure was released and the autoclave was 
opened. The reaction mixture was ?ltered and washed 
with aqueous 25% NH3 (50 ml) and with water (50 m1). 

1,4-Bis (4'-amino-3’-methylphenoxy) benzene (8.9 g) 
was obtained in a purity of 85% (determined by qualita 
tive G.C.) which, after crystallization from ethyl ace 
tate (or acetonitrile), in the presence of active charcoal, 
gave a product of 99.8% purity with an m.p. of 
150°-151 ° C. 

The mass spectrum of the product is shown in FIG. 7, 
and its NMR spectrum in FIG. 8. 

Elemental analysis: 74.9% C and 8.7% N. 
Calc’d: 74.05% and 8.75%, respectively. 

EXAMPLE 8 

Preparation of 1,4-Bis (4'-amino-2'-methylphenoxy) 
benzene 

Into a 0.5 liter autoclave were placed 1,4-bis (4’ 
bromo-2'-methylphenoxy) benzene (22.5 g, 0.05 mol), 
aqueous 25% NH3 (200 ml) and CuSO4-5H2O (1.7 g). 
The autoclave was sealed and heated to 210° C. with 

rapid stirring (800 rpm). The progress of the reaction 
and its completion were followed by means of a graph 
of the internal pressure of the autoclave vs. time and, at 
the end of the reaction, by analysis of the Br- . After 4 
hours, the autoclave was cooled to room temperature, 
the pressure was released and the autoclave was 
opened. The reaction mixture was ?ltered and washed 
with aqueous 25% NH3 (2X50 ml) and with water 
(2 X 200 ml). 

1,4-Bis (4'-amino-2’-methylphenoxy) benzene (15.4 g) 
was obtained in a purity of 96.4% (determined by quali 
tative G.C.) which, after crystallization from ethyl ace 
tate (or acetonitrile), in the presence of active charcoal, 
gave a product of 99.4% purity (determined by DSC 
analysis) with an m.p. of 195°-196° C. 
The mass spectrum of the product is shown in FIG. 9. 
Elemental analysis: 74.9% C and 8.6% N. 
Calc’d: 75.0% and 8.75%, respectively. 
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EXAMPLE 9 

Preparation of 4.4’-Bis ( “-amino-2”-methylphenoxy) 
biphenyl 

Into a I liter SS-316 Parr autoclave were introduced: 5 
4,4'-bis (4"-bromo-2-methylphenoxy) biphenyl (10 g, 
0.019 moles), aqueous 25% NH3 (500 ml) and CuSO4-5 
H2O (0.5 g). 
The autoclave was sealed and heated to 210°~220° C. 

(840-900 psi) for 9 hours. 
After the reaction completion, the reaction mixture 

was ?ltered and washed with aqueous 25% NH3 (100 
ml) and hot water (150 ml). 

4,4’-Bis (4"-amino~2”-methylphenoxy) biphenyl (4.5 
g) was obtained with 90% purity. The mass spectrum of 
the product is shown in FIG. 10. 

EXAMPLE 10 

Preparation of 4.4'-Bis (4"-amino-2”-methylphenoxy) 
diphenyl Ether 

Into a 1 liter SS-3l6 Parr autoclave were introduced: 
4,4'-bis (4"-bromo-2”-methylphenoxy) diphenyl ether 
(10.8 g, 0.02 moles), aqueous 25% NH3 (500 ml) and 
CuSO4-5H2O (0.5 g). 
The autoclave was sealed and heated to 220° C. (900 

psi) for 5 hours. 
After the reaction completion, the reaction mixture 

was ?ltered and washed with aqueous 25% NH; (100 
ml) and hot water (150 ml). 

4,4'-Bis (4“-amino-2”-methylphenoxy) diphenyl 
Ether (6.5 g) was obtained with 93% purity (GCMS). 
A recrystallized sample has the following elemental 

analysis: 75.6% C and 6.65% N. Calc’d: 75.7% and 
6.8%, respectively. 

EXAMPLE ll 

4.4'-Bis (4“-amino-2”-methylphenoxy) 
diphenylmethane (BAMPD) 

Into a 1 liter 88-3 16 Parr autoclave were introduced: 
4,4’-bis (4"-bromo-2"-methylphenoxy) diphenylmeth 
ane (10.8 g, 0.02 moles), aqueous 25% NH3 (500 ml) and 
CuSO4-5H2O (0.5 g, 2 X10“3 moles). 
The autoclave was sealed and heated to 220° C. (900 

psi) for 4 hours. After the reaction completion, the 
reaction mixture was ?ltered and washed with aqueous 
25% NH3 (100 ml) and hot water (150 ml). BAMPD 
(6.9 g) was obtained with 90% purity (GC). 
A recrystallized sample has the following elemental 

analysis: 78.8% C and 6.7% N. Calc’d: 79.0% and 6.8%, 
respectively. 

EXAMPLE 12 

4.4’-Bis (4"-amino-2”-methylphenoxy) diphenyl sul?de 
(BAMPSD) 

Into a 1 liter SS-3l6 Parr autoclave were introduced: 
4,4’-bis (4"-b1'omo-2"-methylphenoxy) diphenyl sul 

?de (11.1 g, 0.02 moles), aqueous 25% NH3 (500 ml) and 
CuSO4-5H2O (0.5 g, 2 X 10—3 moles). 
The autoclave was sealed and heated to 220° C. (900 

psi) for 4 hours. After the reaction completion, the 
reaction mixture was ?ltered and washed with aqueous 
25% NH3 (100 ml) and hot water (150 ml). 
BAMPSD (8.1 g) was obtained with 96% purity 

(GC). 
Elemental analysis: 73.1% C and 6.35% N. Calc’d: 

72.9% and 6.5%, respectively. 
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EXAMPLE l3 

2.2'-Bis [4'-(4"-amino-2"-methylphenoxy) phenyl] 
propane (BAMPP) 

Into a liter SS-3l6 Parr autoclave were introduced: 
2,2’-bis [4’-(4“-bromo-2”-methylphenoxy) phenyl] pro 
pane (11.3 g, 0.02 moles), aqueous 25% NH3 (500 ml) 
and CuSO4-5H2O (0.5 g, 2 X 10-3 moles). 
The autoclave was sealed and heated to 220° C. (900 

psi) for 4 hours. After the reaction completion, the 
reaction mixture was ?ltered and washed with aqueous 
25% NH3 (100 ml) and hot water (150 ml). 
BAMPP (8.3 g) was obtained with 92% purity (GC). 

A recrystallized sample has the following elemental 
analysis: 79.3% C and 6.2% N. Calc’d: 79.45% and 
6.4%, respectively. 

EXAMPLE l4 

4.4’-Bis (4"-amino-2“-methylphenoxy) benzophenone 
(BAMPBP) 

Into a 1 liter SS~316 Parr autoclave were introduced: 
4,4’-bis ( "-bromo-2“-methylphenoxy) benzophenone 
(11 g, 0.02 moles), aqueous 25% NH3 (500 ml) and Cu 
SO4-5H2O (0.5 g, 2X 10-3 moles). The autoclave was 
sealed and heated to 220° C. (900 psi) for 4 hours. After 
the reaction completion, the reaction mixture was ?l 
tered and washed with aqueous 25% NH3 (100 ml) and 
hot water (150 ml). 
BAMPBP (8 g) was obtained with 93% purity (GC). 

A recrystallized sample has the following elemental 
analysis: 76.6% C and 6.45% N. Calc’d: 76.4% and 
6.6%, respectively. 
We claim: 
1. A compound of the formula: 

wherein: 
n=0 or 1; 
R1 and R2 are C1 to C3 alkyl groups and R2 is also H 
when n=0; and Y is selected from the group 

(I) 
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C(CH3); when Y is 
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and R1 and R2 are each 3-rnethyl, and with the further 
proviso that when n=0 and R2 is hydrogen, R1 cannot 
be 2-methyl, Z-ethyl, 2-isopropyl or 3-methy1. 

2. A compound selected from the group consisting of: 
1,4-bis(4’-amino-3'-methylphenoxy) benzene, 1,4—bis(4’ 
amino-2’-methylphenoxy) benzene, 4,4’-bis(4“-amino 
2”-methy1phenoxy) biphenyl, 4,4’-bis(4“-amino-2” 
methylphenoxy) diphcnyl ether, 4,4’-bis(4“-amino-2” 
methylphenoxy) benzophenone, 4,4'-bis( “-amino-2' 
methylphenoxy) diphenylmethane, and 2,2-bis[4'-(4“ 
amino-2”-methylphenoxy) phenyl] propane. 

* * * * * 


